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ABSTRACT 


V 

This  research  progra^  supported  by  ONR  Contract 
N00014-75-C-0472 , 'involved  the  investigation  of  several 

n 

aspects  of  Ga^Inj^_^ASyPj^_y, ,  grown  by  LPE ,  that  are  of 
importance  to  the  potential  use  of  this  material  for 
field  effect  transistors,  transferred-electron  oscillators, 
and  other  devices.  Results  obtained  include:  various 
electrical  characteristics  of  the  material;  the  observation 
that  the  GalnAsP-InP  conduction  band  discontinuity  was 
less  than  60  meV  for  these  junctions;  the  characteristics 
of  some  quaternary  transferred  electron  oscillators;  and 
the  properties  of  anodic  oxides  grown  on  the  quaternary. 
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1.  INTRODUCTION 


This  is  a  final  sununary  technical  report  which  outlines 
research  on  the  properties  and  device  aspects  of  the 
quaternary  semiconductor  compound  ^^x^^l-x'^®y^l-y  * 
work  described  here  was  supported  by  the  Office  of  Naval 
Research  through  ONR  Contract  N00014-75-C-0472 ,  during  the 
period  2-1-74  through  10-31-79. 

The  principal  topics  concerning  GalnAsP  that  are  summarized 
in  this  report  include  the  liquid  phase  epitaxy  of  the  material, 
the  observed  electrical  properties,  characteristics  of  n-n 
hetero junction  diodes,  the  transferred-electron  effect,  and 
the  properties  of  anodic  oxides  produced  on  the  quaternary. 

Detailed  technical  reports  dealing  with  the  topics 
discussed  here  are  available  from  R.E.  Hayes,  Electrical 
Engineering  Department,  University  of  Colorado,  Boulder, 

Colorado  80309.  These  seven  technical  reports  are: 

"Growth  and  Characterization  of  In^Gaj^_^ASyPj^_y-InP 
n-n  Heterojunctions, "  S.C.  Wright,  Solid  State 
Electronics  Report  78-5-1. 

"An  Electrical  Evaluation  of  Ga„Ia.  As  .P,  , 

X  ±“X  y 

E.F.  Marchand,  Solid  State  Electronics  Report  79-6-1. 


"Characteristics  of  Anodic  Oxide  Films  on  InP  and 
GalnAsP",  A.A.R.  Elshabini,  Solid  State  Electronics 
Report  78-5-2. 


"A  Study  of  Surface  State  Parameters  and  an  Investigation 

of  the  Surface  Charge  Behavior  with  Charging  Frequency 

for  InP  and  In  Ga,  As  P,  Materials”,  M.M.  El-Muradi, 

X  1-x  y  1-y 

Solid  State  Electronics  Report  79-4-1. 

"Mobility  and  Carrier  Concentration  in  GaAs  and 
GalnAsP",  C.D.  Forgerson,  Solid  State  Electronics  Report 
81-3-1. 

"Tables  of  the  Compositional  Dependence  of  the  Energy 

Bandgap  and  Lattice  Constant  for  Ga  In,  As  P,  ", 

^  ^  X  1“X  y  l“y 

R.E.  Hayes,  Solid  State  Electronics  Report  77-6-1. 

"Tables  of  LPE  Composition  Parameters  for  Ga  InAsP" , 

R.E.  Hayes,  Solid  State  Electronics  Report  78-7-1. 
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2 .  LIQUID-PHASE  EPITAXIAL  GROWTH 

The  Ga  In,_  As  P^  layers  investigated  were  grown  on 
InP  substrates  by  liquid-phase  epitaxy  (LPE)  using  the  so-, 
called  sliding  boat  technique  with  ramp  cooling  of  a  single¬ 
phase  melt  that  had  been  previously  saturated  with  P  from  an 
InP  source.  Substrate  preparation  and  related  techniques 
are  given  in  Appendix  1.  A  discussion  of  the  growth  system 
used  is  given  in  a  Technical  Report  [1]  . 

The  Ga-In-As-P  melt  compositions  for  growth  starting 
at  approximately  650 °C  were  determined  by  using  published 
Ga  and  As  distribution  coefficients  as  a  guideline  and  then 
empirically  determining  the  melt  composition  that  gives  a 
lattice-matched  epitaxial  layer.  The  lattice  constant  and 
bandgap  of  the  epitaxial  layers  were  determined  by  X-ray 
diffraction  and  photoluminescence  respectively. 

2.1  Surface  Morphology  and  Epi-Layer  Thickness 

A  wide  variety  of  surface  features  appeared  for  lattice- 
matched  compositions.  Although  the  detailed  morphology 
varied  considerably  between  epi-iayers,  a  number  of  features 
were  commonly  observed.  These  included  waves  or  steps, 
probably  due  to  substrate  orientation,  meniscus  lines  ,  and  pits 
due  to  out  diffusion  of  phosphorous  from  the  substrate.  The 
best  layers  were  quite  smooth  with  a  mirror  surface.  The 
over-all  epi-layer  thickness  variations  were  significant, 
both  between  repeated  growths  (under  identical  conditions)  as 


well  as  from  point  to  point  in  a  single  epi-layer.  Thickness 
variation  across  a  typical  layer  was  as  much  as  30%.  An 
average  epi-layer  thickness  for  a  20  minute  growth  time 
{650-630°C  ramp  cooling)  was  about  5  microns.  This  yields 
an  average  growth  rate  of  approximately  0.25  microns/min. 

Figure  2.1  shows  a  photograph  taken  through  an  optical  microscope 
of  cleaved  and  stained  edges  of  an  epitaxial  quaternary  layer. 

The  epitaxial  layer  was  delineated  using  A-B  etch  (Appendix  1) . 

2.2  Lattice  Constant  and  Energy  Bandgap  Results 

The  energy  bandgap  of  each  epi-layer  was  determined  by 
a  photoluminescence  measurement  using  an  Argon  laser  (or  high- 
intensity  Hg  arc  lamp)  and  a  0. 6  meter  focal  length  spectro¬ 
meter.  The  luminescence  spectrum  peak  was  used  to  determine 
the  bandgap  although  this  gives  a  slight  error. 

The  lattice  constant  was  determined  for  a  number  of 
epi-layers  from  X-ray  diffraction  data.  This  data,  together 
with  Auger  spectroscopy  data  to  determine  composition  served 
as  checks  on  the  melt  constituent  calculations.  The  bandgap 
and  lattice  constant  were  related  to  the  semiconductor  composition 
through  empirical  relations  described  in  a  Technical  Report  [2]. 
Figure  2.2  shows  a  typical  photoluminescence  result  and  Figures 

2.3  and  2.4  are  graphical  presentations  of  selected  lattice 
constazit  and  energy  bandgap  data. 

2.3  Surface  Compositional  Homogeneity 


To  study  the  homogeneity  of  the  epi-layer  composition 
across  the  surface,  an  electron  microprobe  analysis  was  performed 
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Fig.  2.3  Selectea  Lattice  Constant  and  Energy  Bandgap 
Data  of  Various  Epi-layers. 


The  lattice  constants  cetenrined  from  X-ray  diffraction 

and  the  energy  bandgap  from  phctolumine scenes  experiments. 
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atomic  fraction 
of  Arsenic 


Fig-  2.4  Energy  Bandgap  vs.  Arsenic  Concentration 

This  is  a  plot  of  the  energy  bandgaps  of  various  epi-layers 
vs.  the  theoretical  Arsenic  concantration  as  detenainsd 
from  the  e-rpiricEiI  equations  discussed  in  section  1.5. 
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on  sample  Cl-065.  The  two  standards  which  were  used  were  PaAs 
and  InP,  each  of  which  has  a  rigid  stoichiometry  of  fifty 
atomic  percent  for  each  element. 

At  eight  locations  on  the  surface,  two  sets  of  x-ray 
counts  were  taken.  The  beaim  spots  for  the  two  sets  were 
focused  within  50  microns  of  each  other  at  each  location.  In 
computer  analysis  of  the  data,  comparison  with  the  known 
standards  does  not  assure  one-to-one  stoichiometry  between 
group  III  and  group  V  elements.  This  means  that  the  absolute 
accuracy  of  the  atomic  fraction  of  each  element  is  in  doubt. 
However,  accuracy  of  each  surface  measurement  relative  to  one 
another  is  still  quite  high.  The  standard  deviation  in  the 
atomic  fraction  of  each  element  was  found  to  be  less  than  or 
equal  to  one  percent.  Figure  2.5  is  a  table  summarizing 
the  results. 

The  predicted  values  were  determined  from  the  known  melt 
composition  and  experimentally  determined  distribution  coefficient 
The  average  values  and  standard  deviations  were  determined 
from  the  eight  sets  of  surface  measurements.  Since  the  sum 
of  the  atomic  percentages  of  the  group  III  (or  group  V)  elements 
is  roughly  2.5%  off  from  the  ideal  50%  value,  the  absolute 
accuracy  of  each  average  value  is  at  best  a  few  percent. 

It  should  be  noted  that  the  x  and  y  values 
(Ga^Inj^_^ASyPj^_y)  determined  from  the  Cl-065  data  given  in 
Fig.  2.5  are  x  =  0.08  and  y  =  0.42.  These  results  are  in 
reasonable  agreement  with  the  lattice-match  conditions  determined 
from  empirical  data  on  ternaries  and  described  in  a  technical 
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Fig.  2.5  Surface  Ccnpositicn  Data 


3. 


ELECTRICAL  PROPERTIES 


This  section  contains  a  summary  of  the  carrier  density 
and  mobility  characteristics  of  the  quaternary  epitaxial 
layers  that  were  investigated,  and  an  evaluation  of  the 
scattering  mechanisms  that  lead  to  the  observed  mobility.  Two 
technical  reports  that  cover  the  details  of  these  investigations 
of  electrical  properties  are  available  [3,4], 

3.1  Experimental  Results 

The  quaternary  layers  that  have  been  studied  were  n-type, 
not  intentionally  doped,  usually  having  electron  densities 
in  the  10*®  cm" ^  range.  Four-point  probe  measurements  of 
quaternary  epitaxial  layers  grown  on  high  resistivity  substrates 
indicated  that  the  layer  resistivity  varied  by  about  +10%  over 
the  surface.  Thus  it  appears  reasonable  to  assume  that  the 
layer  properties  were  essentially  uniform  over  the  surface. 

Electron  mobility  and  concentration  were  measured  as  a 
function  of  temperature  by  the  van  der  Pauw  technique  in  order 
to  establish  the  layer  compensation  and  identify  the  presence 
of  any  deep  energy  levels.  Epitaxial  layers  for  this  purpose 
were  typically  2.5  pm  thick  grown  on  (100)  oriented  Fe  doped 
InP  substrates  (p  >  10®  fi-cm) .  The  ohmic  contacts  to  the 
edge  of  the  epitaxial  layer  were  6-9' s  pure  In  hemispheres 
about  0.7  mm  in  diameter  that  were  pressed  into  place.  These 
contacts  were  observed  to  be  ohmic  at  the  current  and  temperature 
values  used  in  the  measurements.  Typical  results  are  shown  in 


Figures  3.1  and  3.2.  Note  that  the  scattering  correction 
factor  relating  the  Hall  and  drift  nobilities,  r,  has  been  taken 
as  unity  in  this  report.  Theoretical  calculations  taking  the 
various  scattering  mechanisms  into  account  indicate  that  r 
varies  over  the  range  1.21-1.27  for  the  temperatures  shown  in 
the  figures  [3].  These  typical  experimental  mobility  results 
are  interpreted  in  Section  3.2  in  terms  of  a  compensation 
ratio  of  about  0.7. 

3.2  Calculated  Mobility 


The  variation  of  electron  mobility  with  temperature  was 
studied  in  order  to  identify  the  principle  scattering  mechanisms 
involved.  Theoretical  calculatio.ns  based  on  previous  work  were 
used  to  determine  the  expected  quaternary  mobility  characteristics 
[3,4].  There  are  three  primary  scattering  mechanisms  which 
determine  the  mobility  of  GalnAsP.  They  are  polar  optical 
phonon  scattering,  acoustic  deformation  potential  scattering, 
and  ionized  impurity  scattering.  Calculated  contributions 
from  alloy  scattering  were  small  and  are  not  included  in  the 
results  described  here. 

Polar  optical  scattering  was  calculated  following  Harrison 
&  Hauser  as  well  as  others  [5,3,6].  The  ionized  impurity 
scattering  calculation  was  based  on  the  work  of  Brooks  and 
Herring  as  described  in  the  references  [3,4].  Acoustic  phonon 
deformation  potential  scattering  was  based  on  results  given 
by  Nag  [7].  The  quaternary  parameters  needed  in  the  scattering 
calculations  were  obtained  from  binary  parameters  using 


Nd“  2.5e+16 
Na-  I.PE+IS 
Nd-fia-  8t:+15 
,Nd+Na“  4.2E+1S 

-  Theoretical 

- Experimental  (ci-i2i) 


interpolation  techniques.  The  details  of  these  calculations 
are  described  elsewhere  [3,4]. 

A  plot  of  the  calculated  results  for  polar  optical  and 
acoustic  phonon  scattering  for  x  =  0.22  and  y  =  0.46  is 
shown  in  Fig.  3.3.  The  Brooks-Herring  ionized  impurity 
mobility  which  was  used  is  based  on  the  assumption  of  Boltzmann 
statistics  which  are  not  strictly  valid  at  low  temperatures 
where  the  samples  are  degenerate,  but  the  error  introduced 
should  not  be  major. 

The  three  mobilities:  polar  optical  (Pp^)  ;  acoustic 

phonon  (P^p)  ;  and  ionized  impurity  (Pjj)  were  combined 
to  find  the  total  mobility. 


This  is  simpler  than  the  more  correct  calculation  involving 
averaging  the  sum  of  the  three  inverse  relaxation  times, 
although,  again,  the  error  does  not  appear  to  be  significant. 

A  reasonable  fit  to  the  particular  experimental  characteristic 
shown  in  Fig.  3.1  is  given  by  the  impurity  densities 
=  2.5  X  10 cm~ ^  and  =  1.7  x  10^®  cm" ^  .  This  is  shown 

in  Fig.  3.3  although  there  is  still  a  significant  difference 
between  the  experimental  and  theoretical  results  at  low 
temperatures.  It  does  appear  that  the  unintentionally  doped 
material  that  has  been  grown  has  a  compensation  ration 
of  about  0.7.  An  even  larger  compensation  ration  would  be 


needed  to  explain  the  low  mobility  values  for  the  material 
that  was  used  for  transferred-electron  oscillator  studies 


(see  Section  5) . 


4. 


HETEROJUNCTION  STUDIES 


The  work  involved  in  this  portion  of  the  research 
program  was  aimed  at  determining  the  electrical  characteristics 
of  the  n-n  hetero junction  between  GalnAsP  and  InP.  In 
particular,  the  conduction  band  potential  energy  barrier  was 
a  parameter  in  question.  There  are  extensive  derivations  in 
the  literature  for  the  expected  n-n  hetero junction  diode 
current-voltage  characteristics  for  various  conduction  band 
lineup  conditions.  This  work  is  reviewed  in  a  technical  report 
[1]  . 

4.1  Experimental  Hetero junction  Diodes 

The  approach  used  in  the  experimental  work  described  here 
was  to  use  the  observed  current- volt age  relations  for  GalnAsP  - 
InP  n-n  diodes  fabricated  as  shown  in  Fig.  4.1.  The  mesa 
structures  were  produced  by  using  the  Mesa  etch  given  in 
Appendix  1.  Other  details  of  the  diode  fabrication  are  given 
in  the  technical  report  covering  this  subject  [1]. 

A  typical  77°  K  I-V  curve  for  these  diodes  is  shown  in 
Fig.  4.2.  The  puzzling  aspect  of  these  results  is  that  the 
polarity  for  the  high-current  direction  in  Fig.  4.2  is  opposite 
to  that  expected  for  the  anticipated  conduction  band  potential 
barrier  discussed  in  a  technical  report  [1]  and  shown  here 
in  Fig.  4.3.  A  plausible  explanation  of  the  observed  diode 
characteristics  v/as  based  on  the  assumption  of  low  barrier 
height  Schottky  barriers  at  the  metal  semiconductor  contacts 


(diirensicns  in  cn) 
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epitaxial  layer 


area  =  . 

.0095  cm' 


n=  1.9  X  19"  cm 


n=  -^.6  X  10"  cm,  j _ j 

300  A 

Fig,  4.3  Expected  Ccnclucticn  Band  Lineup  (Cl-0  43) 
energies  are  in  meV  [1]. 

Quatema-r/  E  =  1.205  cV,  X-.  =  .27,  X„  - 


Plausible  r.'Gvicc  Conduction  Band  Configuration 
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used  to  form  the  diodes.  This  band  configuration  is  shown 
in  Fig .  4.4. 

4.2  Interpretation  of  the  Data 

Assuming  that  the  n-n  hetero junction  barrier  between 
the  quaternary  and  the  InP  is  small  compared  to  the  metal  - 
InP  barrier,  the  device  I-V  characteristics  can  be  modeled 
as  shown  in  Fig.  4.5  (11-  Here,  the  diode  represents  the 
metal  -  InP  Schottky  barrier  and  is  assumed  to  fit  the 
equation 


q  *  'o'®  V'"'t  - 


where 


I  =  AeN^ 
o  D 


Other  definitions  are: 

A  =  diode  area 
Np  =  donor  density 
m*  =  electron  effective  mass 
4i„  =  semiconductor-to-metal  barrier  height 
=  thermal  voltage,  kT/e 

The  experimental  results  were  fit  to  this  device  and  circuit 
model  for  various  devices  and  a  summary  of  the  diode  parameters 
are  shown  in  Fig.  4.6.  The  diode  ideality  factor,  n,  is 
quite  large  indicating  that  these  experiments  do  not  fit  the 


Fig-  4.6  Su[nT\aTri'’  of  Data  .Analysis 

*  is  the  barrier  height  calculated  assur?inc;  thenrioric 

emission  from  the  InP  subscrate  to  the  netal  contact.  See 
reference  [1]  for  details. 


the  expected  Schottky  barrier  physics  very  well.  However, 
it  can  be  concluded  that  the  quaternary  -  InP  barrier  height 
for  electrons  is  much  less  than  60  meV  for  the  diodes  studied. 
These  results  could  be  explained  in  terms  of  grading  of 
the  quaternary  -  InP  transition  that  has  been  described 
elsewhere  [8] .  Such  grading  can  drastically  lower  the  barrier 
height  that  might  be  obtained  with  an  abrupt  transition 
junction. 


-  30  - 

transferred  electron  effect 


In  the  course  of  the  investigations  of  the  properties  of 
GalnAsP,  transferred  electron  effect  oscillators  using  this  material 
were  studied.  This  work  represents  the  first  observation  of  the  transferred- 
electron  effect  in  the  quaternary.  For  convenience,  the  short  paper 
describing  this  work  is  reproduced  here- 


Observation  of  the  transferred-electron  effect  In 
Ga,ln,_,As,P,_,"> 

R.  E.  Hayes  and  R.  M.  Raymond 

Dipftrttnent  of  Electrkcil  Engineering,  of  Colorado,  Boulder,  Colorado  80S09 

(Received  6  Mav  1^77,  accepted  for  publication  14  June  1977) 

Traneferred-electron  i^cilbtion  in  devices  employing  Ga.In;  .,As,.P|  ,  as  the  active  material  has  been 
observed  An  oscillation  threshold  average  field  of  (5  5''8.6)x  10*  V/cm  was  determined  for  1.05-eV  band- 
gap  material  having  v  and  >■  values  of  approximately  0.13  and  0  37,  respectively.  A  pulsed  device  had  an 
efficiency  of  0.597  at  27.49  GM?.. 

PACS  numbers:  85.30  hg,  72  20.Ht 


that  the  density  of  scattering  centers  is  considerably 
greater  than  that  value. 


It  has  been  pointed  out  recently  that  the  quaternary 
semiconductor  Oa,ln,.,As^P,.^  may  be  of  interest  for 
transferred -electron  device  apiilications  because  of  the 
electron-velocity— electric-field  relation  that  is  cal¬ 
culated  for  this  material. '  The  purpose  of  this  paper  is 
to  give  S’jnie  experimental  characteristics  of  a 
Ga,In,„.As^P,.^  transforreil -electron  oscillator.  We 
believe  this  to  be  the  fii  st  reiioit  of  the  observation  of 
transferred -electron  oscillation  in  this  material,  al¬ 
though  velocity -field  data  suggesting  tlie  onset  of  elec¬ 
tron  transfer  have  been  reiiorted 

The  quaternary  material  used  in  the  experiments 
reported  here  was  grown  by  standard  liquid -phase 
epitaxy  techniques  on  an  Inl’  substr.ate.  The  substrate 
growth  surface  was  within  0.7  of  tlie  (100)  orientation 
and  was  Sn  doped  with  n  net  electron  concentration  of 
l.Qx  lO'**  cm'  .  The  Ga.fn,.,;\s,P,.^,  layer  was  grown  by 
the  ramp  cooling  technique  over  the  temperature  range 
650—630  C.  The  epitaxial  lavv  r  was  not  intentionally 
doped,  but  was  observed  to  be  n  type,  as  is  typical  of 
our  quaternary  layers.  The  electron  density  and  mobil¬ 
ity  of  the  transferred -elect roil  devices  described  below 
were  determined  from  the  low-tield  resistance  and  the 
geometrical  transverse  magnetorcsislaiice  effect.  '  The 
re:siills  for  the  device  reported  were  ii  V.OxtQ'’  cm"' 
and  /.  2630  cm' V' sec'* .  1’  should  be  noted  tliat  this 

mobility  is  much  lower  than  the  value  expected  for  an 
ioniived  donor  density  of  1.0 'lO'  cm'  indicating 


The  thickness  of  the  epitaxial  layer  was  4.  5  1 1.0  p 
as  determined  by  optical  examination  of  a  cleaved  and 
etched  surface,  The  75  K  energy  band  gap  and  300  K 
lattice  constant  of  the  grown  layer,  as  determined  by 
photoluminescence  and  x-ray  diffraction  techniques, 
were  1.10  cV  and  5  885  .-7.  respectively.  This  energy 
gap  corresponds  to  about  1.05  eV  at  300  K.  The 
quaternary  layer  lattice  constant  is  not  quite  matched 
to  that  of  InP.  The  composition  wai  estimated  by  u.sing 
a  modified  form  of  the  relations  that  have  been  devel- 
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opoct  lor  tho  band  rat)  and  lattice  coiist;uU  as  a  function 
of  tite  composition  paranitt  . :  s.  '■  The  results  for  the 
layer  reported  heia.  are  v  0.  13  and  \  0.37, 

Ohmic  contacts  for  the  devices  were  produced  on 
both  the  substrate  and  active -layer  sides  by  evapora¬ 
tion  of  Sn  and  then  Ac  ^500  aiid  5000  A,  respectively) 
ajid  subsequent  alloyin'^  in  forming  gas  at  450  C  for  60 
sec.  The  device  areas  were  then  formed  by  photoresist 
techniques  and  etching.  The  final  de'  ices  consi.stcd  of 
circular  mesas  75  _  in  diameter  and  11  p  high  on  a 
380-p  square  die.  The  devices  were  mounted  mesa  up 
in  a  package  consisting  of  a  metal  stud  with  two  metal¬ 
lized  quartz  cube  stand-offs  (500  j-  on  an  edge)  that 
provided  bonding  pa  is  for  the  25-p-diam  Au  wire  used 
to  connect  to  the  me~a  contact.  .-Ml  bonding  was  by  low- 
temperature  soldering  techniques. 

The  packaged  de'.  ices  were  tested  in  the  center  of  a 
reduced -height  Kn-band  waveguide  mount  having  provi¬ 
sions  for  applying  a  bias.  The  mounting  section  tapered 
into  standard  height  guide,  and  a  sliding  short  and  an 
K-//  tuner  were  used  to  define  the  o.sciilator  cavity.  The 
bias  consisted  of  voltage  pulses  0.  4  psec  long,  and  the 
microwave  power  was  detected  by  means  of  a  calibrated 
crystal  detector. 

The  current-voltage  curve  for  one  device  is  shown  m 
Fig.  1.  It  is  evident  that  the  contacts  are  essentially 
Ohmic,  although  there  is  a  sliglit  evidence  of  device 
asy.nmetry.  The  observed  start -oscillation  point  of 
3.0  V  yields,  using  an  active -layer  thickness  of  4.5 
i  1. 0  p,  an  average  field  of  (5.  5  —8,  6)  10^  V  cm. 

These  values  are  larger  than  the  5^10'  V  'em  predicted 
by  Littlejohn  cf  a! .  for  a  quarternary  having  appro.xi- 
mately  the  .same  bar.d  gap  as  here  (although  exactly 
lattice  matched).'  7his  higher  threshold  field  is  con¬ 
sistent  with  the  low  mobility  of  the  material  used  in 


these  experiments.  .Also,  experimental  start -oscillation 
average  field  values  are  circuit  depeudent  and  may 
certainly  overestimate  the  true  peak--,  e loci ty  field  for 
Die  material. 

The  oscillation  characteristics  were  observed  at  a 
bias  voltage  of  5.  5  V'  and  a  current  o:  70  niA.  The  peak 
pulse  output  power  at  27.49  Gliz  was  2.  0  mVV,  and  the 
etficieiicy  was  0.  5' -  .  No  attempt  was  made,  in  these 
cxpoi  imeiils ,  to  optimize  the  circuit,  bias,  or  frequen¬ 
cy  for  this  particular  device. 

In  summary  the  results  presented  show  that  «-type 
Ga,ln,...\s„P,.j,  grown  on  InP  by  liquid-phase  epitaxy, 
can  be  u.sed  for  transferred -electron  oscillators.  The 
average  oscillation  threshold  field  observed  in  material 
having  a  300  K  band  gap  of  1.05  eV  is  in  the  range 
(5. 5— 8.  B)^' lO’ V  cm,  which  is  some-what  higher  than 
theoretical  predictions  for  the  peak -velocity  field.  The 
evaluation  of  the  potential  importance  of  this  quaterna¬ 
ry  material  for  transferred-electron  device  applica¬ 
tions  requires  a  more  extensive  material  and  device 
investigation  than  presented  here. 
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6.  ANODIC  OXIDES 


This  work  had  as  its  goal  the  investigation  of  the  charac¬ 
teristics  of  anodic  oxides  grown  on  the  n-type  quaternary.  The 
quaternary  epitaxial  layers  were  anodically  oxidized  using  an 
experimental  set-up  such  as  is  shown  in  Fig.  6.1.  In  various 
cases  constant  voltage  or  constant  current  anodization  was 
used  with  little  difference  in  the  oxides  produced.  The 
properties  of  anodic  oxide  layers  on  InP  were  also  studied 
in  order  to  provide  a  comparison  with  the  quaternary  results. 
Details  of  oxidation  techniques  and  interpretation  of  the 
experim.ental  metal-oxide-semiconductor  capacitance  results  that 
were  used  to  determine  the  oxide  characteristics  are  given 
in  the  technical  reports  covering  this  topic  [9,10]. 

6.1  MOS  Measurements 

The  anodization  used  to  make  MOS  capacitors  employed 

an  electrolyte  consisting  of  1  part  of  3%  tartaric  acid  in 

water  adjusted  to  a  pH  of  6  using  NH^OH  mixed  with  3  parts 

of  ethylene  glycol  [11] .  A  typical  anodization  current  vs  time 

relation  for  a  quaternary  sample  (Cl-068  here  having  x  _  q  05 

In 

y  =  .15) is  shown  in  Fig.  6.2.  This  epitaxial  layer,  having 
n  =  7x10 cm" 3  was  anodized  for  10  minutes. 

Al  dots  10" 2  inch  in  diameter  were  evaporated  on  the 
oxide  and  evaporated  Sn  ohmic  contacts  were  formed  on  the 
n"^  InP  substrate.  Metal-Oxide-Semiconductor  (MOS)  capacitance 
voltage  measuremenLs  were  made  to  determine  the  oxide- 
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Experimental  setup  for  anodic  oxidation  of 
semiconductor. 


time  J  sec. 


Anodization  current  behavior  for  GalnAsP 
(sample  area  =0.5  cm^) . 
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semiconductor  interface  properties.  Typical  results  are  shown 
in  Fig.  6.3.  The  oxide  was  determined  to  be  1150  A°  thick 
by  optical  interference  measurements  and  the  oxide  relative 
dielectric  constant  was  found  to  be  about  6.5  from  the  positive 
voltage  saturated  capacitance. 

The  C-V  measurements  shown  in  Fig.  6.3  were  used  to 
determine  the  surface  state  density  as  a  function  of  the 
surface  potential.  (The  surface  potential  was  taken  to  be 
2ero  at  the  conduction  band  edge  and  negative  for  energies 
below  the  band  edge. )  Typical  surface  state  densities  are 
shown  in  Fig.  6.4. 

In  addition  to  the  surface  state  density,  other  parameters 
measured  included  the  oxide  dielectric  constant,  the  oxide 
resistivity  and  breakdown  field.  A  summary  of  these  results 
and  comparison  with  other  anodic  oxide  results  are  shown  in 
Tables  6.1  through  6.4. 

6.2  Surface-State  Time  Constants 

The  frequency  dependence  of  the  capaci tance-vol tage 
measurements  for  the  MOS  structures  was  used  to  determine  the 
time  constant  of  the  quaternary  surface  states  [isl-  The 
equivalent  circuit  assumed  for  this  work  is  that  shown  in 
Fig.  6.5  [18].  The  surface  state  time  constant,  i  , 

(t  =  Rc.C„  !  see  Fig.  6.5)  was  calculated  by  fitting  the 

O  O 

observed  capacitance-voltage  relations  over  a  frequency  range 
of  20  Hz  to  1  mHz,  as  shown  in  Fig.  6.6  to  the  equivalent 
circuit  shown  in  Fig.  6.5.  The  resulting  surface-state  time 

1 

_ _ _ i 
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Ideal  C'-V  characteristic  for  a  ^;0S  diode 
fabricated  on  GalnAsP  compared  to  the 
experimental  one  1150  A). 
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TABLE  6 . 1 

DIELECTRIC  CONSTiVNT  OF  OXIDES  GROWN  ANODICALLY 
ON  InP  AND  GalnAsP  AND  OTHER  MATERIALS 


Material 

Electrolyte 

e  (at  1  MHz) 

ox 

Reference 

'1 

InP 

Glycol  and  water 

4.3 

This  work 

\ 

[9]  ! 

CalnAsP* 

Glycol  and  water 

6.5 

This  work 

[9] 

InP 

1%  by  weight  solution 
of  sodium  salicylate  in 
ethyl  alcohol 

4.4 

[12I 

GaAs 

Glycol  and  water 

7-8 

[11] 

GaP 

11^02  50  %  -  pH  2 

5.7 

[13] 

InSb 

0.1  iN  solution  of  KOH 

11-12 

[14] 

Si 

O.Oi  mole  KNOj  in  N- 

5.8 

[15] 

me thy lacet amide 


Ga  In,  As  P,  with  x  =  0.15,  y  =  0.15,  Eg  =  1.266  e.V.  at 
X  1-x  y  1-y  ’ 
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TABLE  6.2 

OXIDE  SPECIFIC  RESISTANCE  FOR  InP 
GalnAsP  AND  OTHER  MATERIALS 


Material 

Electrolyte 

p  (ohm-cn) 

Reference 

InP 

Glycol  and  water 

4.4  X  10^® 

This  work 

[9] 

GalnAsP 

Glycol  and  water 

1.2  X  10^^ 

This  work 

[9] 

InP 

Glycol  and  water 

10^®  -  10^^ 

[11] 

GaAs 

Glycol  and  water 

10^"^  -  10^^ 

[is] 

GaP 

H2O2  30%  -  pH  =  2 

lO^"* 

ll3l 

Si 

0.04  mole  KNO,  in  N- 
methyl acetamide 

10^"  -  10^^’ 

[15] 

As  P.  with  X  =  O.S,  y  =  0. 

-X  y  1-y 

a  =  5.876“a  at 

3S,  Ef,  =  1.11 

300'’K. 

e.V.  at  77“K, 
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TABLL  6 . 3 

OXIDE  BflEAKDOWN  FIELD  FOR  InP  AND 
GalnAsP  AND  OTHER  MATERIALS 


Material 

El ectrolyte 

Oxide  Breakdown  Field 
(V/cm) 

Reference 

InP 

Glycol  and 

water 

4  X 

10^ 

This  work 

[9] 

GalnAsP* 

Glycol  and 

water 

1-2 

X  10^ 

This  work 

[9] 

InP 

Glycol  and 

water 

2-3 

X  10^ 

lllJ 

GaAs 

Glycol  and 

water 

4-5 

X  10^ 

[11] 

Gap 

H2O2  30’.;  - 

pH  =  2 

6  X 

10^ 

till 

* 

Ga  In  As  .P  with  x  =  0.15,  y  ^  0.58,  Eg  =  1.11  E.V.  at  77“K, 
1-x  >  l-y  ^  ^  5.876  "A  at  300°K. 
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TABLE  6 . 4 

INTERFACE  STATE  DENSITY  IN  CASE  OF 
InP  and  GalnAsP  AND  OTHER  MATERIALS 


Material 

Electrolyte 

(state/e. V./cn^) 

Reference 

InP 

Glycol  and  water 

1-4  x  10^^ 

GalnAsP 

Glycol  and  water 

2-3  x  10^^ 

InP 

1%  by  weight  solu- 

tion  of  sodium 

salicylate  in  .. 

ethyl  alcohol  3-4  x  10 


GaAs  mixture  of  water 

and  tartaric  acid 
and  polyhydric  1-2  x  10 


This  work  [9] 
This  work  [9] 


lid 


[  17] 


Ga^Inj_^ASyPj_y  with  x  =  0.15,  y  -  0.15,  Eg 


1.266  e.V.  at  77°K. 


Fig.  6.5  Equivalent  circuit  including  surface 
states  affect  where  C5  and  R3  are  associated 
with  surface  states  densities. 


Fig.  6.6  C-V  curves  with,  a . frequency  as  a 

parameter  for  InjjGa-|^_j^As^P]^_y ,  Data  points 
for  Vq  <  0  are  not  shown"  in  order  to  avoid 
crowding  (x  =  0.79,  y  =  0.45). 


6.7  Surface  state  time  constant 
as  a  function  of  surface  potential 
IrijjGai_^ASyPi_y  (Cl-104)  having: 


Np  =  7  X  10^®  cm“^  X  =  0.79 

t^jj  =  1.15  X  10  ^  cm  y  =  0.45 


A  =  6.7  X  10 
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constant  for  quaternary  layer  Cl-104  are  shown  in  Fig.  G.7. 

The  magnitude  of  these  time  constants  are  very  similar  to  values 
obtained  in  our  laboratory  for  anodic  oxides  on  n-type  InP. 
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7.  CONCLUSION 


Conditions  for  the  growth  by  liquid  phase  epitaxy  of 
quaternary  semiconductor  Ga  In,  As  P  layers  on  (100) 

X  X  X  y  X^y 

InP  substrates  were  establisfied  and  properties  of  this  material 
and  devices  employing  the  quaternary  were  investigated.  The 
best  epitaxial  layers  were  of  high  quality  having  mirror¬ 
like  surfaces  and  compositional  and  electrical  homogeneity. 

It  was  found  that,  for  the  material  investigated,  the 
experimental  electron  mobility  results  could  be  explained 
with  a  theory  that  did  not  include  an  alloy  scattering  contri¬ 
bution.  However,  purer  material  (that  studied  here  generally 
had  about  10 cm"^  carriers)  would  be  necessary  to  accurately 
assess  the  role  of  alloy  scattering  in  the  quaternary. 

Studies  of  isotype  heterojunction  diodes  of  GalnAsP  -  InP 
indicated  that  the  conduction  band  discontinuity  is  less  than 
about  60  meV.  It  appears  likely  that  these  results  may  have 
been  influenced  by  grading  of  the  hetero junction  during 
growth  and  a  more  accurate  evaluation  will  require  growth 
techniques  that  produce  very  abrupt  hetero junction  transitions. 

The  first  observations  of  transferred  electron  (TE) 
oscillators  were  made  during  these  investigations.  The  results 
tend  to  support  the  theoretical  predictions  that  the  quaternary 
would  be  a  superior  material  for  TE  oscillators  in  the  millimeter 
wavelength  range.  However,  it  does  appear  that  the  advantage 
that  the  quaternary  may  have  over  InP  is  small  and  that  InP 
will  most  likely  remain  the  preferred  material  for  microwave 
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and  millimeter  v/avelength  devices. 

Anodic  oxides  on  the  quaternary  were  investigated  by  MOS 
capacitor  techniques.  The  observed  surface  state  densities 
were  similar  to  those  that  have  been  observed  on  other  III-V 
materials.  However,  the  oxide  resistivity  for  the  quaternary, 
and  for  InP,  was  much  lower  than  the  values  that  have  been 
reported  for  GaAs.  These  results  suggest  that  the  insulator 
for  MIS  devices  using  GalnAsP  (and  InP)  should  not  be 
produced  by  anodic  oxidation. 
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APPENDIX  1 
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Tecr-nicr^es 

nP  3’SostVz.z2  Preev'ssinq 
Grcrvth  War -:■  r 3 

1.  Slices  from  originsil  ingot  (snorcxi-TOoelv  22  ri' 
are  rcur.tod  on  talc  block  usir.g  black  v.ax. 

2.  Wafers  appreximately  1/2  x  1  cni  are  oat  froa  tr,. 

3.  Wafers  are  ce-.TOunted  frer.-,  talc  block,  tb.cn  rrou: 
cn  C:.'lirai''ical  slugs  for  polisbang ;  usir.g  TCF,  a: 
v,r.ere  appropriate. 

4.  Ikrcha-nical  hand  polis'nir.g  on  glass  plate  usir.g  ; 
(..3.0a)  abrasive  and  H2O  .  .'ipprcxk:at2]y  5.5  : 
of  rratarial  rescued. 

5.  >:ecrianiical  poli3bi.r..g  on  P.^bi-W  pads,  usir.g  al'O'.'SJ 
abrasive,  soap  and  H.,C.  First  l.Ou  abrasive  i 
rensving  appro.xlTarely  0.3  irdls  of  nviterial,  tb.' 
resevirg  0.1  rails,  then  0.05u  ,  re.s'0';ing  0.1  rd 

6.  Idfers  are  theii  de-vcur.ted,  turT.ed  ever  on  tl^ei 
and  steps  4  and  5  are  repeated. 

7.  Cb.e'oical-accl'ianical  polishing  on  PA.N-W'  pad,  usi.n 
solution  of  Br-P!eth.  Enough  notarial  is  revcved 
(approximately  0.4  mils)  to  ac'nieve  the  desired 
ness  (around  9.6  -  9.7  mils). 

8.  Substrates  are  the.n  de-rreuntad  usi.nc  TCE  anci  hea 


acetone 


9. 


isopropyl  alcc'hcl 
methyl  alcohol 

Fi-nally  the  substrates  are  etched  15 


ir 


H2S0^ :H202;rI^O  (5:1:1),  flushed  in  distilled  H2O;  the 
etched  approximately  20  sec.  on  0.3-5  Br-'hthancl  rins 


in  hfethanol  and  blo.o.  dry  v;ith  ^2  gas, 


Saruranicn  hafers 

1.  Slices  cure  oat  frc-n;  original  col', ’cr-.-s tall. ir.e  i.ngct 
approximately  20  mi  ls  tinick. 

2.  The  slice  is  then  rcnnc-cd  on  a  talc  block  ard  cur  ir.t 
wafers  approximatel-y  0.5  x  1.0  c.m. 

3.  Wafers  are  the.n  rnocr.ted  on  cyli.n:irical  slugs  for  coli 

4.  Ijechanical  hand  polishing  on  glass  place  usLng  alun-i.n 
3.0u  abrasive  ard  K-O.  .^pproxirracely  5  mils  r-amcved. . 

5.  Wafers  acre  then  t'arn-:d  over  and  step  ■)  is  r-speated  -ur. 
ti'a  desir-td  thickress  (apprexivately  11  rnil.s)  is  obta 

6.  Wafers  are  th-en  dc-~c^Lnted  ard  placed  in  the  sol'/ont 
extractor  ard  the  s-ure  procedure  as  for  grcA-,-th.  v.afers 
follOA^ed. 

7.  Etching  —  seune  as  for  gro'.vth  wafers. 


Serna  InP  Etching  and  Processing  Technicraes 
Br  2-' 'ethanol 

2.03  Br2  by  vol.  etches  (100)  surfaces  at  approx iucc-aly 
lu/min. 


H2S0^  :H202  :H2^  5:1:1  ratio  by  ■.  oIm'c- 

O 

Rerroves  apprcxir'ately  1000  A  in  5  rain,  at  rccia  tor-re 
on  (IOC)  surfaces. 

iBr  :'r:^0  i'-fcsa  Etch) 

Use  1:17:35  by  vol'jrrfi  at  rcon  tciryorature .  ?n.~cvcs 
microns  per  rrlnute  on  (100)  S'or faces.  Prccuces  cccc 
with  pherorosist. 

-3  Etch  (celir.Gaticn  of  interfaces) 

Soluticr.  .A:  40  cc  H^O  -f  0.3  a  AcMO,  ^  4C  cc 

z  ^  o 

Solution  3:  40  cc  H2O  +  40  c  CrO^ 

Prepare  soluoions  and  keep  indefinitely. 

Mix  e-c'oal  parrs  of  .A  and  B  and  place 
solution  for  ser-eral  seconds  at  rcor.r  f  er-peratu 
with  H2O,  repear  if  necessary'  to  clearly  delin 
facs.  viorks  v/ell  on  GaIr_As?-InP  iitcrfacss. 
reference:  Olsen  i  Ettenberg,  J.  of  .Appl.  ?hy 
pp.  5112-5114,  Ec-v-.  1974). 

40  It  Pere.-af 

Mic  N-E  curc'dnylfonrcxnide  (50r.iL)  and:  ricrcuri 
(10.5  c)  .  L'ce  5-20  :rl.  in  ultrarcnic  tarh  for 


